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Disclosed is a method for preparing polyester resins copolymerized with 1,4- 
cyclohexanedimethanol. In the preparation method, ethylene glycol and 1,4- 
cyclohexanedimethanol are fed with the molar ratio of the whole glycol component to 
terephthalic acid ranging from 1.3 to 3.0, and then esterified. Then, the esterified reaction 
product is polycondensed in the presence of titanium-based compound as a 
polycondensation catalyst and carboxy phosphonic acid typed compound represented 
by formula I below as a stabilizer, to give the polyester resins of the present invention 
having excellent clarity and good color: <CHEM> wherein R1, R2 and R3, which are 
the same or different, each being selected from the group consisting of hydrogen, alkyl 
groups having 1 to 10 carbon atoms, cycloalkyl groups having 1 to 10 carbon atoms and 
aryl groups having 6 to 10 carbon atoms; and R is selected from the group consisting of 
alkylene groups having 1 to 10 carbon atoms, cycloalkylene groups having 1 to 10 
carbon atoms, and arylene groups having 6 to 10 carbon atoms. 
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(54) Method for preparing polyester resin copolymerized with 1 ,4-Cyclohexanedimethanol 



(57) Disclosed is a method for preparing polyester 
resins copolymerized with 1 ,4-cyclohexanedimethanoL 
In the preparation method, ethylene glycol and 1,4-cy- 
clohexanedimethanol are fed with the molar ratio of the 
whole glycol component to terephthalic acid ranging 
from 1 .3 to 3.0, and then esterified. Then, the esterified 
reaction product is polycondensed in the presence of 
titanium-based compound as a polycondensation cata- 
lyst and carboxy phosphonic acid typed compound rep- 
resented by formula I below as a stabilizer, to give the 
polyester resins of the present invention having excel- 
lent clarity and good color: 

o 

n 

r1ooc-r-por3 
or 2 

1 



wherein R 1p R 2 and R 3 , which are the same or dif- 
ferent, each being selected from the group consisting of 
hydrogen, alkyl groups having 1 to 10 carbon atoms, cy- 
cloalkyl groups having 1 to 10 carbon atoms and aryl 
groups having 6 to 10 carbon atoms; and R is selected 
from the group consisting of alkylene groups having 1 
to 10 carbon atoms, cycloalkylene groups having 1 to 
1 0 carbon atoms, and arylene groups having 6 to 1 0 car- 
bon atoms. 
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Description 

BACKGROUND OF THE INVENTION 

5 [0001] The present invention relates to a method for preparing a polyester resin copolymerized with 1 ,4-cyclohex- 
anedimethanol. More specifically, the present invention relates to a method for preparing a polyester resin, in which 
polycondensation in the presence of a titanium-based compound as a catalyst and a carboxy phosphonic acid typed 
compound as a stabilizer yields a polyester resin copolymerized with 1 ,4-cyclohexanedimethanol, which is of high 
clarity with good color. 

10 [0002] Recently, polyester resins copolymerized with 1 ,4-cyclohexanedimethanol have been increasing in commer- 
cial value, finding various applications, including packaging materials, molded articles, films, etc. In the past, such 
polyester resins were prepared by the addition of 1 ,4-cyclohexandimethanol upon the transesterification of dimethyl- 
terephthalate. However, the polyester is now produced from terephthalic acid; thus bringing about an improvement in 
the quality of the final product and an economic benefit. Such a technique is explained in U.S Patent Nos. 5,340,907 

'5 and 5,385,773. These patents disclose a process for producing copolyester having a dicarboxylic acid component and 
a glycol component, the dicarboxylic acid component comprising repeat units from 90 mol% terephthalic acid and the 
glycol component comprising repeat units from about 10 to 95 mol% 1 ,4-cyclohexanedimethanol and from about 90 
to 5 mol% ethylene glycol. 

20 DISCLOSURE OF THE INVENTION 

[0003] Leading to the present invention, the intensive and thorough research on polyester resins, carried out by the 
present inventors aiming to avoid the problems encountered in prior arts, resulted in the finding that polycondensation 
in the presence of a titanium-based compound as a catalyst and carboxy phosphonic acid typed compound as a sta- 
25 bilizer yields a polyester resin copolymerized with 1 ,4-cyclohexanedimethanol, which is of excellent clarity with good 
color. 

[0004] Accordingly, it is an object of the present invention to provide a method for preparing a polyester resin copo- 
lymerized with 1 ,4-cyclohexanedimethanol having improved clarity and color, The polyester resin of the present inven- 
tion has a brighter color and lower metal content than those of a conventional polyester resin. 

30 [0005] To achieve the object of the present invention, the method for preparing the polyester resin copolymerized 
with 1 ,4-cyclohexanedimethanol comprises the following steps of: esterifying terephthalic acid with a glycol component 
comprising ethylene glycol and 1 ,4-cyclohexanedimethanol at 230. to 270 °C under pressures of 0.1 to 3.0 kg/cm 2 with 
the molar ratio of the whole glycol component to terephthalic acid ranging from 1 .1 to 3.0; and polycondensing said 
esterified reaction product at 250 to 290 °C under a reduced pressure of 400 to 0.1 mmHg in the presence of titanium- 

35 based compound as a polycondensation catalyst and carboxy phosphonic acid typed compound represented by the 
following formula I as a stabilizer: 



0 

II 

R100C-R-POR3 
OR2 

45 I 

wherein R 1f R 2 and R 3 , which are the same or different, each being selected from the group consisting of hydro- 
gen, alkyl groups having 1 to 1 0 carbon atoms, cycloalkyl groups having 1 to 1 0 carbon atoms and aryl groups having 
6 to 10 carbon atoms; and R is selected from the group consisting of alkylene groups having 1 to 10 carbon atoms, 
so cycloalkylene groups having 1 to 1 0 carbon atoms, and arylene groups having 6 to 10 carbon atoms. 

DETAILED DESCRIPTION OF THE INVENTION 

[0006] In preparing a polyester resin copolymerized with 1 ,4-cyclohexanedimethanol using terephthalic acid, ethyl- 
55 ene glycol and 1 ,4-cyclohexanedimethanol, the glycol component comprising ethylene glycol and 1 ,4-cyclohexaned- 
imethanol are primarily fed with the molar ratio of the whole glycol component to terephthalic acid ranging from 1 .1 to 
3.0 and then esterified at 230 to 270 °C under a pressure of 0.1 to 3.0 kg/cm 2 . Available 1 ,4-cyclohexanedimethanol 
in the present invention may be in the form of a cis- or a transisomer or may be a mixture of both isomers. 1 ,4-cy- 
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clohexanedimethanol is added at an amount approximated to a desired mole % of the final polymer In the present 
invention, 1 ,4-cyclohexanedimethanol amounts to 10 to 90 mole % of the whole glycol component so as to prevent 
the difficulties in polymer processing processes due to crystallization. 

[0007] As for the esterification, it is preferably carried out at 240 to 270 °C and more preferably at 245 to 260 °C. 

5 Meanwhile, the esterification time generally varies from 1 00 to 300 minutes, depending on reaction temperature, pres- 
sure, molar ratio of glycol to terephthalic acid. When a preparation method of polyester is divided into an esterification 
step and a polycoridensation step as in the present invention, no catalysts are needed in the esterification. 
[0008] The esterification can be carried out in a batch or continuous process. The raw materials can be separately 
fed, but the most preferable feeding form is a slurry of terephthalic acid in glycol. 

10 [0009] After the esterification step is completed, the polycondensation step is carried out. In advance of the starting 
of the polycondensation step, a polycondensation catalyst is added to the esterified reaction product, along with a 
stabilizer and a color toning agent. 

[0010] Generally, the polycondensation catalyst is selected from the group consisting of titanium, germanium, and 
antimony compounds. Among these, the titanium-based catalyst is the most advantageous since it is used at a smaller 

15 amount than the antimony-based catalyst and is less expensive than the germanium-based catalyst. Examples of the 
compounds useful as titanium-based catalysts include tetraethyl titanate, acetyltripropyl titanate, tetrapropyl titanate, 
tetrabutyl titanate, polybutyl titanate, 2-ethylhexyltitanate, octyleneglycol titanate, lactate titanate, triethanolamine ti- 
tanate, acetylacetonate titanate, ethylacetoacetic ester titanate, isostearyl titanate, titanium dioxide, coprecipitate of 
titanium dioxide and silicon dioxide, coprecipitate of titanium dioxide and zirconium dioxide. These compounds may 

20 be used alone or in combination. The catalyst is used at the amount of 5 to 1 00 ppm as based on the titanium element 
in the final polymer. The catalyst has an influence on the color of the final polymer. Other factors affecting the color 
include the stabilizer and the color toning agent to be used. 

[0011] Generally, stabilizers used in the polycondensation are exemplified by phosphoric acid and trimethylphos- 
phate, and triethylphosphate. In the present invention, a carboxy phosphonic acid typed compound represented by 
25 the following formula I is used as a stabilizer to obtain the best color and reactivity. 

o 
ii 

30 R1OOC-R-POR3 

or 2 

1 

35 

wherein R 1 , R 2 and R 3 , which are the same or different, each being selected from the group consisting of hydro- 
gen, alkyl groups having 1 to 10 carbon atoms, cycloalkyl groups having 1 to 10 carbon atoms and aryl groups having 
6 to 10 carbon atoms; and R is selected from the group consisting of alkylene groups having 1 to 10 carbon atoms, 
cycloalkylene groups having 1 to 10 carbon atoms, and arylene groups having 6 to 10 carbon atoms. 

40 [0012] Representative of the carboxy phosphonic acid typed compounds, triethylphosphonoacetate is more stable 
in heat than conventional stabilizers, thus minimize the formation of degradation products and residues. Also, the 
carboxy phosphonic acid typed stabilizer of the present invention shows lower volatility than that of the stabilizers used 
in the prior art. Additionally, corrosion to equipments and toxicity can be reduced owing to the use of the carboxy 
phosphonic acid typed stabilizers of the present invention, compared with the conventional stabilizer. The stabilizer of 

45 the present invention is used at an amount of 10 to 150 ppm of phosphorus element based on the final polymer and 
preferably at an amount of 1 0 to 1 00 ppm. For example, if the amount of the stabilizer is less than 1 0 ppm, an insufficient 
stabilizing effect results, causing the polymer to undergo yellowing. On the other hand, if the amount exceeds 150 
ppm, a desired polymerization degree cannot be obtained. 

[0013] With regard to the color toning agent which is added to improve the color of the polymer, examples thereof 
so include cobalt acetate, cobalt propionate and etc. This agent is added at an amount of 0 to 100 ppm based on the 
weight of the final polymer. An organic compounds, in addition to those color toning agents, may be used to control 
the color of the polymer. 

[0014] At 250 to 290 °C under a reduced pressure of 400 to 0.1 mmHg, the polycondensation step is carried out for 
a period of time required for the polymer to reach a desired inherent viscosity. A preferable reaction temperature for 
55 the polycondensation is within the range of 265 to 280 °C. The reduced pressure condition is also for the purpose of 
eliminating glycol. After completion of the polycondensation, a desired polyester resin copolymerlzed with 1 ,4-cyclohex- 
anedimethanol can be obtained. 

[001 5] A better understanding of the present invention may be obtained in light of the following examples which are 
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set forth to illustrate, but are not to be construed to limit the present invention. The term "parts' as used in the Examples 
and the Comparative Examples are on a weight basis unless otherwise stated. Also, the term "ppm" for catalysts and 
stabilizers refers to weight of the active elements thereof and is based on the weight of the final polymer. Also, the 
presented physical properties were measured as follows. 
5 [0016] Inherent Viscosity (IV): a product was dissolved in ortho-chlorophenol to the final concentration of 0.12 % at 
150 °C and then its inherent viscosity was measured with a Ubbelohde typed viscometer in a thermostat maintained 
at 35 °C. 

[0017] Color: a product was analyzed for color by use of the Colorgard System, manufactured by Pacific Scientific. 



10 EXAMPLE 1 



[0018] In a 3L reactor equipped with a stirrer and a discharging condenser were placed 996 parts of terephthalic 
acid, 294 parts of 1 ,4-cyclohexanedimethanol and 61 8 parts of ethylene glycol, which was then pressurized with nitro- 
gen to the pressure of 2.0 kg/cm 2 . While the temperature of the reactor was slowly elevated to 255 °C, the materials 

15 were allowed to undergo esterification. Water which was produced as a result of the esterification was discharged out 
of the reactor. After completion of the esterification, which could be recognized by the ceasing of the water production, 
the reaction product in the above reactor was transferred to a polycondensation reactor equipped with a stirrer, a 
cooling condenser and a vacuum system. To the esterification reaction product, a coprecipitate of titanium dioxide and 
silicon dioxide was added at an amount of 40 ppm of Ti element based on the final polymer, triethylphosphonoacetate 

20 at an amount of 60 ppm of P element based on the final polymer, and cobalt acetate at an amount of 80 ppm of Co 
element based on the final polymer. While the inner temperature of the reactor was raised from 240 °C to 275 °C, 
ethylene glycol was discharged over 40 minutes during low vacuum reaction in which the pressure was reduced from 
atmospheric pressure to 50 mmHg. Then, while the pressure of the reactor was reduced to 0.1 mmHg, the polyconden- 
sation reaction was further carried out polycondensed until a desired inherent viscosity was obtained. The resulting 

25 polymer was discharged out of the reactor and cut in the form of chips. 1 ,4-cyclohexanedimethanol-copolymerized 
polyester resin thus prepared was measured for inherent viscosity and color by way of the method described above. 
Additionally, the measured inherent viscosity and color, together with the reaction conditions, are given in Table 1 , below. 

COMPARATIVE. EXAMPLES 1-3 

30 

[0019] These comparative examples were carried out in the same manner as in Example 1 , except that stabilizers 
were used as shown in the following Table 1 . The measured inherent viscosity and color, along with the reaction con- 
ditions, are given in Table 1 , below. 



35 TABLE 1 



Example No. 


Stabilizer 


Polycon. Temp. (°C) 


!V. (dUg) 


Color-b (Yellowness) 


! Example 1 


Stabilizer-1 


275 


0.785 


1.4 


C. Example 1 


Stabilizer-2 


275 


0.782 


3.3 


C. Example 2 


Stabilizer-3 


275 


0.782 


8.1 


C. Example 3 


Stabilizer-4 


275 


0.775 


9.9 


' Note: Stabilizer-1 : Triethylphosphonoacetate 

Stabilizer-2: Phosphoric acid 

Stabilizer-3: Triethylphosphate 
! Stabilizer-4: Distearylpentaerythroldiphosphite 



EXAMPLE 2 

[0020] In a 1000 mL reactor equipped with a stirrer and a discharging condenser were placed 199.2 parts of tereph- 
thalic acid, 58.8 parts of 1 ,4-cyclohexanedimethanol and 123.5 parts of ethylene glycol, which was then pressurized 
with nitrogen to the pressure of 1 .0 kg/cm 2 . While the temperature of the reactor was slowly elevated to 255 °C, the 
materials were allowed to undergo esterification. Water which was produced as a result of the esterification was dis- 
charged out of the reactor. After completion of the esterification , which could be recognized by the ceasing of the water 
production, the reaction product in the above reactor was transferred to a polycondensation reactor equipped with a 
stirrer, a cooling condenser and a vacuum system. To the esterified reaction product, a tetraprophyl titanate was added 
at an amount of 50 ppm of Ti element based on the final polymer, triethylphosphonoacetate at an amount of 70 ppm 
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of P element based on the final polymer, and cobalt acetate at an amount of 80 ppm of Co element based on the final 
polymer. While the inner temperature of the reactor was raised from 240 °C to 270 °C, ethylene glycol was discharged 
over 40 minutes during low vacuum reaction in which the pressure was reduced from atmospheric pressure to 50 
mmHg. Then, while the pressure of the reactor was reduced to 0.1 mmHg, the polycondensation reaction was further 
5 carried out until a desired inherent viscosity was obtained. The resulting polymer was discharged out of the reactor 
and cut in the form of chips. 1 ,4-cyclohexanedimethanol-copolymerized polyester resin thus prepared was measured 
for inherent viscosity and color by way of the method described above. Additionally, the measured inherent viscosity 
and color, together with the reaction conditions, are given in Table 2, below. 

10 COMPARATIVE EXAMPLES 4-6 

[0021] These comparative examples were carried out in the same manner as in Example 2, except that stabilizers 
were used as shown in the following Table 2. The measured inherent viscosity and color, along with the reaction con- 
ditions, are given in Table 2, below. 



TABLE 2 



Example No. 


Stabilizer 


Polycon. Temp.(°C) 


I.V.(dLyg) 


Color-b (Yellowness) 


Example 2 


Stabilizer-1 


270 


0.805 


2.2 


C. Example 4 


Stabilizer-2 


270 


0.785 


5.6 


C. Example 5 


Stabilizer-3 


270 


0.789 


8.7 


C. Example 6 


Stabilizer-4 


270 


0.781 


10.7 


Note: Stabilizer-1: Triethylphosphonoacetate 
Stabilizer-2: Phosphoric acid 
Stabilizer-3: Triethylphosphat 
Stabilizer-4: Distearylpentaerythroldiphosphite 



EXAMPLE 3 

30 

[0022] In a 1000 mL reactor equipped with a stirrer and a discharging condenser were placed 199.2 parts of tereph- 
thalic acid, 58.8 parts of 1,4-cyclohexanedimethanol and 123.5 parts of ethylene glycol, which was then pressurized 
with nitrogen to the pressure of 1 .0 kg/cm 2 . While the temperature of the reactor was slowly elevated to 255 °C, the 
materials were allowed to undergo esterification. Water which was produced as a result of the esterification was dis- 

35 charged out of the reactor. After completion of the esterification , which could be recognized by the ceasing of the water 
production, the reaction product in the above reactor was transferred to a polycondensation reactor equipped with a 
stirrer, a cooling condenser and a vacuum system. To the esterification reaction reactor, a tetrabutyl titanate was added 
at an amount of 50 ppm of Ti element based on the final polymer, triethylphosphonoacetate at an amount of 70 ppm 
of P element based on the final polymer, and cobalt acetate at an amount of 70 ppm of Co element based on the final 

40 polymer. While the inner temperature of the reactor was raised from 240 °C to 275 °C, ethylene glycol was discharged 
over 40 minutes during low vacuum reaction in which the pressure was reduced from atmospheric pressure to 50 
mmHg. Then, while the pressure of the reactor was reduced to 0.1 mmHg, the polycondensation reaction was carried 
out until a desired inherent viscosity was obtained. The resulting polymer was discharged out of the reactor and cut in 
the form of chips. 1 ,4-cyclohexanedimethanol-copotymerized polyester resin thus prepared was measured for inherent 

45 viscosity and color by way of the method described above. Additionally, the measured inherent viscosity and color, 
together ' with the reaction conditions, are given in Table 3, below. 

COMPARATIVE EXAMPLES 7-8 

50 [0023] These comparative examples were carried out in the same manner as in Example 3, except that stabilizers 
were used as shown in the following Table 3. The measured inherent viscosity and color, along with the reaction con- 
ditions, are given in Table 3, below. 



TABLE 3 



Example No. 


Stabilizer 


Polycon. Temp. (°C) 


I.V.(dUg) 


Color-b (Yellowness) 


Example 3 


Stabilizer-1 


275 


0.787 


3.7 
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TABLE 3 (continued) 



Example No. 


Stabilizer 


Potycon. Temp. (°C) 


I.V.(dL/g) 


Color-b (Yellowness) 


C. Example 7 


Stabilizer-2 


275 


0.780 


5.9 


C. Example 8 


Stabilizer-3 


275 


0.772 


9.2 


Note: Stabilizer-1: Triethylphosphonoacetate 






Stabilizer-2: Phosphoric acid 






Stabilizer-3: Triethylphosphate 







70 

EXAMPLE 4 

[0024] In a 1 000 mL reactor equipped with a stirrer and a discharging condenser were placed 1 99.2 parts of tereph- 
thalic acid, 58.8 parts of 1 ,4-cyclohexanedimethanol and 123.5 parts of ethylene glycol, which was then pressurized 

15 with nitrogen to the pressure of 1 .0 kg/cm 2 . While the temperature of the reactor was slowly elevated to 255 °C, the 
materials were allowed to undergo esterification. Water which was produced as a result of the esterification was dis- 
charged out of the reactor. After completion of the esterification, which could be recognized by the ceasing of the water 
production, the reaction product in the above reactor was transferred to a polycondensatiort reactor equipped with a 
stirrer, a cooling condenser and a vacuum system. To the esterified reaction product, a coprecipitate of titanium dioxide 

20 and silicon dioxide was added at an amount of 50 ppm of Ti element based on the final polymer, triethylphosphonoa- 
cetate at an amount of 50 ppm of P element based on the final polymer, and cobalt acetate at an amount of 60 ppm 
of Co element based on the final polymer. While the inner temperature of the reactor was raised from 240 °C to 270 
°C, ethylene glycol was discharged over 40 minutes during low vacuum reaction in which the pressure was reduced 
from atmospheric pressure to 50 mmHg. Then, while the pressure of the reactor was reduced to 0.1 mmHg, the poly- 

25 condensation reaction was further carried out until a desired inherent viscosity was obtained. The resulting polymer 
was discharged out of the reactor and cut in the form of chips. 1 ,4-cyclohexanedimethanol-copolymerized polyester 
resin thus prepared was measured for inherent viscosity and color by way of the method described above. Additionally, 
the measured inherent viscosity and color, together with the reaction conditions, are given in Table 4, below. 

30 COMPARATIVE EXAMPLE 9 

[0025] This comparative example was conducted in the same manner as in Example 4, except that phosphoric acid 
was used as stabilizer The results are given in Table 4, below. 



TABLE 4 



Example No. 


Stabilizer 


Polycon.Temp. (°C) 


I.V.(dUg) 


Color-b (Yellowness) 


Examp.4 


Triethylphosphono-Acetate 


270 


0.782 


4.5 


C.Examp.9 


Phosphoric acid 


270 


0.780 


5.8 



[0026] As can be seen in the results of Examples and Comparative Examples, according to the present invention, 
the polyester resins copolymerized with 1 ,4-cyclohexanedimethanol, which have an excellent inherent viscosity and a 
good color, can be prepared in the presence of titanium-based compounds as polycondensation catalysts and carboxy 
phosphonic acid typed compounds as stabilizers. Also, although the amount of the stabilizer used in the present in- 
vention is equal to or smaller than that of stabilizers in the prior art, the color of the prepared polyester resin has the 
same or brighter color as before. Thus, the present invention can lower the metal content in the polyester resin to 
improve clarity and color. 

[0027] The present invention has been described in an illustrative manner, and it is to be understood that the termi- 
nology used is intended to be in the nature of description rather than of limitation. Many modifications and variations 
of the present invention are possible in light of the above teachings. Therefore, it is to be understood that within the 
scope of the appended claims, the invention may be practiced otherwise than as specifically described. 



Claims 

55 



1 . A method for preparing polyester resins copolymerized with 1 ,4-cyclohexanedimethanol comprising the steps of: 
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esterifying terephthalic acid with a glycol component comprising ethylene glycol and 1 ,4-cyclohexanedimeth- 
anol; and 

polycondensing said esterified reaction product at 250 to 290 °C under a reduced pressure of 400 to 0.1 mmHg 
in the presence of titanium-based compound as a polycondensation catalyst and carboxy phosphonic acid 
typed compound represented by the following formula I as a stabilizer. 

o 
ii 

RiOOC-R-fj>OR 3 
OR 2 

I 

wherein R 1( R 2 and R 3 , which are the same or different, each being selected from the group consisting 
of hydrogen, alkyl groups having 1 to 10 carbon atoms, cycloalkyl groups having 1 to 10 carbon atoms and 
aryl groups having 6 to 1 0 carbon atoms; and R is selected from the group consisting of alkylene groups having 
1 to 10 carbon atoms, cycloalkylene groups having 1 to 10 carbon atoms, and arylene groups having 6 to 10 
carbon atoms. 

The method as defined in claim 1 , wherein the 1 ,4-cyclohexanedimethanol amounts to 1 0 to 90 mol % of the whole 
glycol component. 

The method as defined in claim 1 , wherein the carboxy phosphonic acid typed compound is triethylphosphonoa- 
cetate. 

The method as defined in claim 1 , wherein the carboxy phosphonic acid typed compound is used at an amount of 
10 to 150 ppm of P element based on the final polymer. 

The method as defined in claim 1 , wherein the titanium-based compound is selected from the group consisting of 
tetraethyl titanate, acetyltripropyl titanate, tetrapropyl titanate, tetrabutyl titanate, polybutyl titanate, 2-ethylhexyl 
titanate, octyleneglycol titanate, lactate titanate, triethanolamine titanate, acetylacetonate titanate, ethylacetoace- 
tic ester titanate, isostearyl titanate, titanium dioxide, coprecipitate of titanium dioxide and silicon dioxide, copre- 
cipitate of titanium dioxide and zirconium dioxide and mixtures thereof. 

The method as defined in claim 1 , wherein the titanium-based compound is used at an amount of 5 to 100 ppm 
of Ti element based on the final polymer. 
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